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1. Introduction 
Nature has always inspired the development of tools and it has been a source of innovations and 
solutions to several technological problems in many fields. In the material surfaces field, bio-inspired 
functional surfaces have been a very active research topic in recent years in order to mimic some of the 
properties that are shown on certain natural surfaces [1,2]. Specifically, the “lotus-effect” is a well know 
example of a natural hydrophobic behavior, in which water droplets hardly wets the surface of the lotus 
leaf allowing the water droplets to easily roll-off the surface, removing contaminating particles along its 
path and thus creating a self-cleaning effect. It has been shown that the surface topography of the lotus 
leaves exhibits a dual-scale roughness structure, i.e., micro-scale structures are covered by nano-scale 
features, and that this unique roughness configuration is strongly related to the hydrophobicity of the 
lotus leaf [3–5]. Several theories and models had been proposed to explain the way that droplets 
interact with the surface in order to find a suitable surface roughness with a high hydrophobicity [6–8]. 
In a simplified manner, to achieve a good hydrophobic state, when a water droplet gets into contact 
with a dual-scale surface, the droplet must make contact only with some fraction of the surface due to 
the nano- and micro-scale features, leaving air trapped between the droplet-surface interfaces. The 
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In the present work, a study of laser-based surface structuring of aerospace-grade 
titanium alloy (Ti-6Al-4V) with subsequent ageing by employing two different storage 
methods is undertaken. The titanium alloy samples were patterned using UV-ns and IR-fs 
pulsed lasers in a two-step process to fabricate bio-inspired hierarchical structures. The 
resulting surface structure consisted in regular periodic square-shaped micro-pillars 
covered by 810 nm-periodic LIPSS. After the laser processing the samples were kept in 
two different storage conditions: exposed to ambient air and inside polyethylene bags. 
The polyethylene bags were found to be beneficial for the surface ageing of laser-
fabricated titanium surfaces, increasing the ageing time when compared to ageing by 
exposure to ambient air. Hierarchical surface topographies exhibited higher water-
repellency when compared to non-hierarchical structures. Especially, hierarchical 
structures reached a hydrophobic state with water contact angle over 160° after 3 weeks 
storage in polyethylene bags. The micro-structured surfaces were characterized by using 
confocal microscopy, scanning electron microscopy, static contact angle measurements 
and X-ray photoelectron spectroscopy. 
 
 
 
ABSTRACT 
  
droplet then is supported by a composite interface of material surface and air, a state defined by the 
Cassie-Baxter model [9]. 
To achieve this dual-scale surface roughness, chemical and mechanical methods have been proposed to 
modify the surface and improve the wettability behavior [10–12]. Among these methods, direct laser 
writing (DLW) with short and ultra-short pulsed lasers has been investigated due to several 
characteristics and advantages of the laser micro-machining process. Advantages of this approach 
include non-chemical contamination and being able to achieve a wide range of structures with several 
geometries in the nano- and micro-scale with a high localized precision. DLW has proven to be a very 
good technique for material processing with a great range of applications [13–15]. Direct laser 
processing facilitates the removal of a controlled volume of material through an ablation process or 
allows only to modify the surface without material removal using continuous wave laser or short- and 
ultra-short pulsed laser. Specifically, with regards to wettability, several types of structures generated by 
laser material processing have been reported on a variety of materials, showing changes to the 
wettability of the surfaces, either achieving hydrophobic or hydrophilic states [16–19].   
In the case of short-pulsed lasers (nanosecond pulses), which are an effective and low-cost process for 
material micro-machining, a great progress has been achieved in producing hydrophobic surfaces with 
ns-sources for several applications like enhanced corrosion properties [20,21], improved durability 
under abrasive wear with self-healing properties on stainless steel using chemical coating [22] or 
homogeneous spot deposition of polystyrene particles [23], all this application make the nanosecond 
patterned surfaces a very promising technology for the creation of functional surfaces at an industrial 
level. Nevertheless, the nanosecond laser process is accompanied by strong thermal effects and melted 
material may re-solidified on the periphery of the laser irradiated zones, being this an important 
limitation when creating patterned surfaces with high precision. However, this characteristic recast of 
material when working with nanosecond lasers have been proven to have an advantageous effect when 
creating hydrophobic surfaces [16,24,25]. 
Also, a spatial limitation in the dimensions of the structures that can be achieved by nanosecond 
ablation is encountered, since the minimum structure dimensions are in the micro-scale and is 
determined by the beam spot diameter. This limitation can be avoided by using ultra-short laser pulses 
(picosecond and femtosecond pulses), which have been proven to create sub-micron structures in a very 
uniform manner with minimal thermal effects.  
Among the different types of surface structures that have been reported after ultra-short pulsed laser 
irradiation, laser-induced periodic surface structures (LIPSS) have gained a lot of attention in the recent 
years due to their potential applications for surface functionalization. These periodic structures consist 
usually in long parallel ripples extended over the irradiated zones, with typical dimensions on the nano-
scale, and with a periodicity that is always much lower (high spatial frequency LIPSS, HSFL) or close to 
(low spatial frequency LIPSS, LSFL) the laser wavelength used for the laser process. The formation of 
LIPSS have been investigated for several applications, including decorative purposes due to diffraction 
from the surface, anti-icing or self-cleaning applications [26–28]. Recently, multi-step processes have 
been developed combining different laser marking techniques to generate hierarchical structures on the 
surfaces of different materials, in some cases achieving enhanced hydrophobic effects, useful because of 
the wide range of potential applications for hydrophobic surfaces [29,30]. However, the wettability of a 
surface is not only influenced by the surface roughness but also by the chemical composition [31,32]. It 
  
has been shown that structured surfaces undergo a change in their chemical composition due to ageing, 
potentially leading to a transition between hydrophilic and hydrophobic states [16,33,34]. This aging 
process depends largely on the laser source and patterning process, subsequent storage conditions and 
the initial composition of the material itself.  
In this article we report on an investigation in to the wetting behavior of laser textured surfaces of 
aerospace grade Ti-6Al-4V alloy. The samples were processed with a two-step laser approach, combining 
DLW with nanosecond and LIPSS (in particular LSFL) with femtosecond pulsed laser sources. Hierarchical 
structures were fabricated in order to evaluate the potential of dual-scale micro and nano topographies 
for hydrophobic surfaces. Additionally, the aging of the laser-textured surfaces and the role of storage 
conditions in ambient air and polyethylene (C2H4)n bags were investigated. 
2. Material and methodology 
2.1 Material 
Ti-6Al-4V sheets (2 mm thick) with an initial surface roughness of Sa = 452 nm were used for laser 
surface micro-structuring via direct laser writing. The surface of the material was structured via laser 
ablation without any prior process on the samples, apart from cleaning with ethanol before the laser 
processing. After laser processing, the samples were kept, without further treatment, in two different 
storage conditions for several weeks: ambient air and polyethylene (C2H4)n bags, both subjected to lab 
conditions under atmospheric pressure and room temperature. 
 
2.2 Laser system and processing parameters 
A Spectra-Physics solid-state pulsed nanosecond laser source was used to perform the laser processing 
of the samples. The pulses generated by the source had a Gaussian profile with a fixed duration of 30 
nanoseconds, an average power of 20 W at a repetition rate of 100 kHz and a wavelength of 355 nm. 
The laser beam was focused onto the sample at normal incidence with a 250-mm focal lens to generate 
a spot size of 15 µm. The position of the sample was controlled using a translational stage using a fixed 
scan speed of 80 mm/s.  
The laser machining process consisted of creating surfaces structured with square-shaped micro-pillars 
via laser ablation. The desired geometry consisting of an array of micro-pillars was achieved after 
etching cross-like micro-channels on the sample. The separation of the micro-channels was the same in 
both directions of the laser scanning and is henceforth referred to as the Hatch Distance (H.D.). This 
hatch distance determines the spatial length of the micro-pillar. Surfaces areas of 1x1 cm were 
patterned with nine different laser power values. The process parameters used for the fabrication of the 
micro-cells are shown in Table 1. 
Table 1.: Laser processing parameters for the fabrication of micro-cells on Ti-6Al-4V via DLW technique. 
Pulse fluence (J/cm2) 0.08 – 1.64 
Repetition Rate (kHz) 100 
Scan Speed (mm/s) 80 
  
Hatch Distance (H.D.) (µm) 20 
Beam spot size (µm) 15 
 
Inspired by natural hydrophobic surfaces, a dual-scale surface roughness was created in a two-step laser 
patterning process, using a second laser source (fs), to investigate the contribution of LIPSS in the 
hydrophobicity of the material when compared with the micro-structures fabricated with ns laser. Using 
a femtosecond pulsed laser source with an average power of 5 W and linear polarization, 310 fs pulse 
duration, a central wavelength in the near-infrared domain of 1032 nm and a repetition rate that can be 
tuned to a chosen value by means of an external modulator (MOD) that is controlled by the software of 
the system. The system allows to select a repetition rate (f) from a maximum of 500 kHz and down to 
any value of f/N (N being an integer), IR-fs LIPSS were formed on top of the UV-ns micro-pillars. The 
laser system used a galvo scanner with a 3D scan head and a 100-mm focal length telecentric lens to 
deflect the laser beam at normal incidence to the sample. The laser beam had a Gaussian profile and a 
spot diameter of approximately 35 µm at focus. Laser processing was performed in atmospheric 
conditions and cleaned by compressed air. The process parameters used for the fabrication of the IR-fs 
LIPSS are shown in Table 2. 
Table 2.: Laser processing parameters for the fabrication of IR-fs LIPSS on Ti-6Al-4V via DLW. 
 Pulse Energy (µJ) 1.1 
Repetition Rate (kHz) 100 
Scan Speed (mm/s) 500  
Hatch Distance (H.D.) (µm) 5  
Beam spot size (µm) 15 
 
2.3 Characterization 
Characterization of the samples was performed to evaluate the topography, wettability and chemical 
composition of the laser-structured and bare surfaces. The surfaces topographies were examined using 
scanning electron microscopy (SEM, HITACHI S-3000N) and confocal laser microscopy (Leica DCM 3D).  
 
The wettability behavior of the structures was evaluated via static contact angle (SCA) measurements, 
using a sessile drop technique along with a video-based optical contact angle measuring system. Milli-Q 
water droplets with a volume of 10 µl were dispensed in air conditions for all the measurements. The 
SCA was obtained by analyzing images of the droplets on the surface of the sample captured by the 
camera after being dispensed. Additionally, the contact angle hysteresis values were measured. 
Posterior to the measurements samples were cleaned using compressed air. 
 
Furthermore, X-ray photoelectron spectroscopy (XPS) was performed to evaluate the chemical 
composition of nano-second DLW processed samples stored in two different conditions. The samples 
were mounted on a sample bar of a Kratos Axis Ultra DLD spectrometer (Kratos Analytical, UK), with a 
base pressure of ~2x10-10 mbar. A monochromated Al Kα X-ray source was used for the sample 
irradiation at room temperature. The XPS measurements were calibrated using the Fermi edge and 3d5/2 
  
peak recorded from a polycrystalline Ag sample. The XPS spectra were recorded from an analysis area of 
300 x 700 µm. The data was analyzed in the CasaXPS package using Shirley backgrounds and Voigt line 
shapes. 
 
3. Results and discussion 
3.1 UV-ns laser textured micro-structures 
Cross-like micro-channels were patterned on the surface of Ti-6Al-4V samples via UV-ns direct laser 
writing. The cross-like channels created an array of square-shaped micro-pillars with a 20 µm hatch 
distance. With a fixed repetition rate of 100 kHz, nine different fluences were used to observe the 
difference on the topography. Fig. 1 shows an SEM micrograph of the different topographies obtained. 
 
     
     
     
Fig. 1. Scanning electron micrographs of the top view of titanium alloy micro-structured surfaces showing periodic square-
shaped micro-pillars for nine different avg. laser powers: a) 15 mW, b) 50 mw, c) 85 mW, d) 120 mW, e) 150 mW, f) 185 mW, g) 
220 mw, h) 250 mW, i) 290 mW. (Scanning speed 80mm/s, 100 kHz repetition rate, H.D. 20 µm.) 
For a very low laser power of 15 mW, the micrograph in Fig. 1.a shows that the surface has tracks 
slightly marked by the laser beam path, nevertheless, these tracks do not change the surface roughness 
in a considerable manner. As the power increases and due to the nature of the nanosecond pulses, the 
  
surface was rapidly heated on the zone irradiated with a power higher than 50 mW, causing the material 
to melt and evaporate, creating deeper micro-channels by means of an ablation process as the laser 
scans the sample. The molten material was ejected because of the vapor pressure and began to 
accumulate along the sides of the micro-channels, creating a micro-wall with the recast of the molten 
material as it re-solidified along the laser path. For a laser power range between 150-220 mW, more 
material was melted and removed as the laser scan the surface and deeper micro-channels were 
created. The cross-like scanning process created clear micro-pillars with a considerable amount of recast 
material on the top which act as micro-walls around the original surface that has not been irradiated 
with laser pulses. The height of the micro-walls, as well as the depth of the micro-channels depends on 
the laser power as observed in Fig. 1. For the laser powers used in this work, the maximum height from 
the surface on the center of the pillars to the top of the wall and the maximum depth to the bottom of 
the channels was around 3 and 4 µm respectively. The micro-structures fabricated show strong evidence 
of thermal effects, becoming more visible as the laser power increases. Due to the increase of energy 
deposited on the surface, the temperature of the surface and the amount of melted material increases, 
giving rise to larger micro-walls when using higher power in comparison with the lower power values, 
for which the micro-pillars did not form properly as the material only got marked slightly, an effect 
similar to a laser polish. Additionally, for high powers, spherical-shaped particles can also be observed 
on the center of the micro-pillars because of metal vapor re-solidification as it can be observed on Fig. 
1.g-h. Due to the laser beam spot size and the thermal effects that accompany nanosecond laser 
ablation, a spatial resolution limit is unavoidable when creating well organized surface micro-structures 
with the UV nanosecond laser system, in this case the limit was 15 µm. 
3.2 Dual-scale hierarchical structures 
Inspired in natural hydrophobic surfaces and trying to fabricate a hierarchical surface roughness, IR-fs 
low spatial frequency LIPSS were created on top of the prior micro-pillars to create laser induced dual-
scale surface structures. Pulsed laser irradiations with a femtosecond pulsed laser source in the near-
infrared were performed by means of an optimized laser process to generate large areas with LIPSS for 
which a detailed description has been reported previously [35] using the parameters shown in Table 2. 
The structuring process employs a high pulse-to-pulse overlap in the direction of the laser scan path, for 
the case of Ti-6Al-4V, 28 effective pulses per spot size were found to be necessary for LIPSS generation 
using a laser fluence per pulse of 0.16 J/cm2, a scanning speed of 500 mm/s and a pulse repetition rate 
of 100 kHz. The resulting morphology can be seen on Fig. 2, which shows self-organized ripples in a very 
uniform manner with a spatial period of approximately 810 nm.  
 
 
  
Fig. 2. SEM micro-graph of the IR-fs low spatial frequency LIPSS generated on Ti-6Al-4V surfaces (wavelength: 1032 nm, pulse 
duration: 310 fs, repetition rate: 100 kHz, pulse fluence: 0.16 J/cm2, spatial period: 810 nm). 
          
Fig. 3. SEM micrographs of the topographies on the surfaces of Ti-6Al-4V laser-patterned samples: (a) ns-DLW before LIPSS, (b) 
ns-DLW after LIPSS. (DLW structure: wavelength: 355 nm, pulse duration: 30 ns, repetition rate: 100 kHz, fluence: 5.65 J/cm2, 
scan speed: 80 mm/s; LIPSS: wavelength: 1032 nm, pulse duration: 310 fs, repetition rate: 100 kHz, fluence: 0.16 J/cm2, spatial 
period: 810 nm). 
Hierarchical structures were generated by combining both UV-ns and IR-fs direct laser writing structures 
on the same surface. As can be observed on Fig. 3, the formation of IR-fs LIPSS did not destroy the 
previously patterned UV-ns micro-pillar, giving place to a well-defined dual-scale surface roughness. The 
IR-fs LIPSS can be observed both in the micro-walls and in the center of the micro-pillars in a very 
homogeneous way, showing also a smoother overall structure. These dual-scale topographies are 
expected to show a better wettability behavior in comparison with the single UV-ns micro-pillars due to 
the roughness inspired on natural hydrophobic surfaces. 
3.3 Storage conditions and Wettability behavior 
Generally, the wettability behavior of a material depends on both the surface topography and the 
chemical composition. It is reported in the literature that after a laser structuring process, ageing will 
affect the wettability behavior of the surfaces due to a chemical change of the surface composition. 
Furthermore, recently the role of storage conditions after the laser patterning for fabrication of 
hydrophobic surfaces has been studied [16,34]. This demonstrated that different storage conditions can 
affect the ageing process of micro-structured surfaces, either hastening or delaying the transition 
between hydrophilic and hydrophobic states. The fact that storage conditions may affect and change the 
chemical composition of the laser-patterned surfaces may be due to the chemical compounds to which 
the surface is exposed on the different storage conditions.  
To analyze how the storage affects the ageing process and the wettability behavior of the Ti-6Al-4V 
patterned surfaces, two samples (processed with the same laser patterns) kept on two different storage 
conditions, ambient air and polyethylene (C2H4)n bags, were used to observe and compare the evolution 
of the SCA for several weeks. The static contact angle measurements were made using a sessile drop 
technique together with a video-based optical contact angle measuring system. Milli-Q water droplets 
with a volume of 10 µl were dispensed in air conditions. The reference non-processed surface recorded 
a SCA of approximately 70°, without any significant change due to the storage conditions. The processed 
samples were highly hydrophilic immediately after the laser micro-machining. The evolution of the 
contact angles for samples kept in different storage conditions are shown in Fig 4. These data clearly 
  
demonstrate that samples stored in the polyethylene bags exhibit an increase in the contact angle after 
the first week in comparison to samples stored in air. After one month of storage, the samples stored in 
the bags shows an even clearer difference in comparison with the samples kept on air, reaching values 
over 150°. Since the surface topography was fabricated with the same parameters, the change in 
contact angles between the two storage conditions must be related to a change in the chemical 
composition of the surfaces, nevertheless, it cannot be denied that the micro-structures also play an 
important role in the transition between wettability states, since all the laser-patterned samples exhibit 
an improvement in the SCA values in both storage conditions when compared with the non-processed 
surfaces. 
Additionally, dual-scale samples were also kept in two different storage conditions. SCA measurements 
for hierarchical structures and single-scale structures on both air and polyethylene bags storage are 
shown in Fig. 5. It can be observed that dual-scale hierarchical structures exhibit an improvement in SCA 
against non-hierarchical micro-pillars for samples stored in both air and polyethylene bags, this 
demonstrate that a hierarchical roughness leads to an increase in surface hydrophobicity. However, 
once again, samples that were kept in polyethylene bags exhibit a faster ageing process, achieving a 
hydrophobic state with higher SCA for the hierarchical structures in a shorter time period when 
compared to the one stored in a polyethylene bag. Once again, demonstrating that both induced 
roughness and chemical change play an important role in the wettability transition. 
 
Fig. 4. Static contact angle values for UV-ns micro-pillars for three different laser fluences and two different storage conditions.  
 
Fig. 5. Static contact angle values for micro-pillars as well as hierarchical pillars in two different storage conditions.  
  
Additionally, the contact angle hysteresis values of the hierarchical and non-hierarchical (DLW) surfaces 
were measured for both air and bag storage. The values are above 20° for the four samples, meaning 
that they do not reach a hydrophobic state with good rolling-off effect for the water droplets deposited 
in the surface, nevertheless, the results of the SCA clearly show an improvement in the hydrophobicity 
when comparing the laser-patterned surfaces against un-processed surfaces. From these results, it is 
clear that a dual-scale or hierarchical surface structure is important to generate hydrophobic surfaces, 
as hierarchical structures show a higher SCA values in comparison to single-scale structures. Moreover, 
although the surface roughness can improve the wettability of the surface, the storage conditions and 
associated changes in the chemical composition of the surface must also play an important role as there 
is a difference in the SCA values for both the hierarchical and non- hierarchical structures kept in the 
two different storage conditions.  
3.4 Chemical characterization 
To study the consequence of the two different storage conditions on the final surface chemical 
composition and the relationship with surface wettability, the surfaces of the DLW nanosecond laser 
patterned samples stored in air and polyethylene bags were analyzed using X-ray photoelectron 
spectroscopy (XPS). The XPS survey spectra of the bare material and the nanosecond laser treated 
surfaces in the two storage conditions are shown in Fig. 6. For the non-processed surface, the main 
elements found were carbon and oxygen, this is expected mainly because of contamination and 
oxidation of the surface due to the water molecules and other atmospheric contaminants. In addition to 
the C 1s and O 1s peaks, the reference sample shows a very small peak on the Ti 2p region. The bare 
surface contained also negligible amounts of Al, Ca, S, Si, Cl, K, N and a strong Auger peak at ~497.0 eV 
corresponding to Na KLL Auger emission, which disappears after the laser process. 
The XPS spectra and the detailed atomic elemental composition of the main elements found, 
summarized in Table 3, shows an increase in the percentage of titanium concentration in comparison 
with the bare material for the case of the laser patterned samples on both storage conditions, this may 
be attributed to the removal of contaminants in the surface as a result of the laser process, 
nevertheless, the concentration of Al did not change considerably. Furthermore, the concentration of 
carbon on the reference sample was very high whereas for the processed samples a clear decrease in 
the C concentration can be observed. Additionally, the XPS analysis showed that despite the laser 
treatment leading to the removal of hydrocarbons from the surface, the relative amount of oxygen 
increased after laser pattering, suggesting the presence of significant amounts of metal oxides on the 
surface. Additionally, due to contamination, the reference sample exhibit low concentration (>6.6%) of 
S, Cl, K, and Na, that are not detected on neither of the laser patterned samples. Also a small percentage 
of Si was detected (>2%); when found in high concentrations, the element Si must exhibit a peak on the 
XPS spectra around 103 eV, however, the concentration of Si found in all the samples does not account 
to exhibit a clear peak in Fig 6. The relative contribution of Ca is very similar for all samples, showing a 
very low concentration in comparison with the main elements found (<0.25%). Furthermore, no 
concentration of V was found in the reference sample due to contamination, yet a small concentration 
was found after the laser process (>0.4%). Lastly, N was found on the reference sample with a small 
contribution to the relative surface composition (>2.1%) and diminishes after the laser process for both 
storage conditions (>1.55%). 
  
 
 
  
Fig. 6. XPS full spectra for (a) Ti-6Al-4V Reference sample, (b) DLW nanosecond laser patterned sample stored in air and (c) DLW 
nanosecond laser patterned sample stored in polyethylene bag. 
Sample/Element Reference Air storage Bag Storage 
Ti (%) 0.93 9.64 12.36 
Al (%) 0.31 2.89 3.39 
C (%) 72.53 47.11 40.7 
O (%) 16.57 36.81 40.35 
Si (%) 0.78 1.38 1.73 
S (%) 0.48 0.06 0 
Cl (%) 1.1 0 0 
K (%) 0.66 0 0 
Na (%) 4.34 0 0 
Ca (%) 0.25 0.22 0.21 
N (%) 2.04 1.55 0.87 
V (%) 0 0.34 0.39 
Table 3. Relative surface element composition (% atomic concentration) of the unprocessed surface, an air stored DLW 
nanosecond laser patterned sample and a bag stored DLW nanosecond laser patterned sample. 
 
High resolution (approx. 0.4 eV) spectra from the Ti 2p, Al 2p, C 1s and O 1s regions are shown in Fig. 7. 
For the Al 2p region, all the samples shown a similar behavior; before and after the laser treatment the 
spectra show peaks at 74.6 eV and 75.0 eV corresponding to aluminum oxide (Al2O3) doublets, Al 2p3/2 
and Al 2p1/2, respectively. No trace of metallic Al (expected at 72.6 eV) were observed, suggesting that 
all of the Al detected was at the surface and thus prone to oxidation. For the case of the Ti 2p region, 
the reference sample exhibits a very small peak doublet corresponding to titanium oxide (TiO2), 
attenuated by the layer of atmospheric contaminants on the surface. This may be related to oxidation 
due to the water molecules in the ambient air, and no traces of metallic Ti were observed. After the 
laser processing, the surface of the sample exhibits a more intense Ti 2p signal due to the removal of 
contaminants from the surface. The peaks at 459.2 eV and 465.0 eV correspond to the Ti 2p3/2 and Ti 
2p1/2 titanium oxide (TiO2) doublet, indicating that the surface of the processed area is oxidized. Again, 
no evidence of metallic Ti was found, indicating a TiO2 film of thickness greater than 6 nm. Evidence for 
the formation of TiO2 was corroborated by examining the O 1s spectra in Fig. 7, which clearly show an 
increase in the TiO2 component at 530.7 eV in the processed samples. Four other components are 
present in the deconvolution, corresponding to aluminum oxide (Al2O3) and carbonyl groups (C=O) at 
532.0 eV, O-C bonds and silica (SiO2), atmospheric oxygen-containing compounds, and water molecules 
(H2O). These spectra clearly show an increase in the relative amounts of TiO2 compared to other 
compounds during the laser processing, but very little difference between the sample storage 
conditions. 
Because of the laser irradiation, some contaminants that were on the surface prior the laser process had 
been removed, consequently reducing the contribution of O-C/SiO2 bonds, other oxygen-containing 
  
atmospheric contaminants, and H2O molecules at 532.8 eV, 534.0 eV and 534.5 eV respectively. 
Furthermore, it also can be observed that for the polyethylene bag stored sample, the water molecules 
content has decreased to zero after the laser processing while exhibiting the highest SCA value, 
therefore, the removal of the H2O molecules contribution to the O 1s peak can be attributed to the 
highly water-repellency observed on the sample stored in the polyethylene bag. Kietzig et al. has 
reported that a CO2 environment is beneficial for a faster increase in the contact angle of laser 
patterned metallic samples due to absence of H2O traces, furthermore, laser processed samples stored 
in water after the laser process never reach a hydrophobic state [34], which endorse our results found 
for polyethylene storage showing that an absence of water molecules is a key factor for the hydrophilic-
to-hydrophobic transition. 
Turning to the C 1s spectra in Fig. 7, the deconvolution of the data from the reference sample show four 
different carbon bonding environments: carbon-carbon (C-C) bonds and hydrocarbons species (C-H) at 
286.1 eV, carbon-oxygen bonds (C-O) at 287.8 eV, carbonyl bonds (C=O) at 289.3 eV and carboxyl 
species (O=C-O) at 290.1 eV. After laser irradiation, the C-C/C-H peak is greatly reduced, due to the 
removal of surface contaminants during the laser ablation process. A chemical shift of 0.5 eV following 
the laser processing was observed and is attributed to the change in the surface potential as a result of 
the removal of a proportion of the hydrocarbon contaminants and the increase in the relative amount of 
metallic oxides at the surface. For the processed samples, the intensity of the C=O and O=C-O 
components was reduced to a near-negligible level. However, the C-O component only showed a 
reduction for the sample stored in the bag after laser processing, suggesting that the laser processing 
does indeed remove C-O but that the resulting surface is prone to subsequent C-O adsorption from the 
atmosphere. Carbon-oxygen bonds (C-O), carbonyl bounds (C=O) and O=C-O species are all polar 
molecules, which are related to a hydrophilic effect on wet surfaces due to the polarity of water 
molecules, whereas C-C and C-H bounds are non-polar and are related to the hydrophobicity of the 
material. This is in accordance with the results obtained for the two different storage conditions, as the 
sample with the highest static contact angle, i.e., more hydrophobic behavior, was the sample stored in 
the polyethylene bag. The XPS data show that, after 1 month of storage in a polyethylene bag, the 
contribution of the different polar carbon molecules found on the other two samples (reference and air 
stored) are almost negligible to the total chemistry composition of the surface, with the non-polar 
carbon molecules (C-C and C-H) the principal contributors. The XPS results suggest that the observed 
change in wettability can be attributed to a certain extend to the absences of carbon polar compounds, 
as well as H2O molecules, as they were not detected on the sample with the highest SCA. 
 
  
 
Fig. 7. High resolution (approx. 0.4 eV) spectra from the O 1s, C 1s, Ti 2p and Al 2p regions showing the different compounds. 
  
Conclusions 
Dual-scale periodic surface patterns were fabricated on Ti-6Al-4V alloy combining two laser micro-
structuring techniques. Nanosecond-pulsed direct laser writing (DLW) has been employed on a high 
strength titanium alloy (Ti-6Al-4V) in order to create micro-pillars (20 µm in width, 2-4 µm high and 
depth from the original surface). Due to the dominant nanosecond thermal ablation process, a high 
occurrence of melting was found in the periphery of the laser tracks, leading to the development of 
micro-walls on top of the pillars. The resulting surface structure was a periodic array of squared micro-
pillars, regularly distributed on the processed surface. Subsequently, femtosecond low spatial frequency 
LIPSS were generated on top of the nanosecond patterned structure to create a dual-scale structure. 
The femtosecond process is free of thermal effects, meaning that the previously fabricated structures 
were not affected by this second laser process. The LIPSS generated show self-organized ripples in a very 
uniform manner with a spatial period of approximately 810 nm. The final surface exhibits a dual-scale 
roughness thus providing a method to successfully generate hierarchical structures. 
 
Furthermore, two storage conditions, air and polyethylene bags, were used for keeping the samples 
after the laser process to evaluate the aging process of the samples. Static Contact Angle measurements 
were made to obtain an analysis on the wettability behavior of the structures created under the two 
storage conditions. The non-processed surface recorded a SCA of approximately 70°, without any 
significant change due to the storage conditions. After one month of storage, nanosecond processed 
samples kept in the polyethylene bag showed a clear shift away from hydrophilic behavior and achieving 
a hydrophobic effect, reaching values over 150°. For the dual-scale hierarchical structures, SCA values 
showed an increase against the non-hierarchical structures, either kept on air or polyethylene bags, 
demonstrating that a hierarchical roughness is more prone to achieve a better hydrophobic state. 
Nevertheless, the hierarchical surfaces kept in polyethylene bags showed a higher SCA, over 160°, in 
comparison with the hierarchical surfaces kept on air which showed a SCA around 120°. The surface 
topography was the same for both samples, therefore, the change in SCA values between the two 
storage conditions must be also related to a change in the chemical composition of the surfaces. 
XPS results showed that the laser patterned samples were heavily oxidized, with the processed samples 
exhibiting a clear increase in the total oxygen concentration in comparison with the reference sample. It 
was found that the process samples were covered by the metallic oxides TiO2 and Al2O3, as well as other 
oxygen-containing compounds and hydrocarbons. Among the oxygen compounds, a clear difference in 
the relative content of water molecules between samples with the same surface structure kept in two 
different storage conditions was observed. For the case of the sample kept in air, water molecules were 
detected on the deconvolution of the O 1s peak, while for the case of the polyethylene bag, which 
shows the highest SCA, no traces of H2O molecules were found. Furthermore, the C 1s peak of the XPS 
spectra showed that a reduction on the carbon concentration took place after the laser processing. The 
detailed analysis of the C 1s spectra for the processed samples showed traces of several polar and non-
polar carbon compounds, with the sample kept in polyethylene bag showing the lowest concentration of 
polar molecules while also displaying the highest SCA. The results indicate that the absence of polar 
molecules highly affect the wettability of the surface.  
These results indicate that a change on the surface roughness will improve the wettability of the 
surface, but it will also be necessary a change on the chemical composition of the surface which can be 
  
influenced by the storage conditions after the laser process. While the process responsible of the 
transition from hydrophilic to hydrophobic is complex and still not completely clear, this research 
illustrated that aging of laser-textured samples in simple polyethylene bags can lead to higher water 
contact angles values, overall hastening the transition between hydrophilic and hydrophobic. 
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Highlights 
 
 Square micro-structures were fabricated with nanosecond laser pulses in Ti-6Al-4V. 
 
 LIPSS with a spatial period of 810 nm were created in top of the prior structures. 
 
 Air and polyethylene storage conditions were used to analyze aging and wettability. 
 
 Hierarchical structures were hydrophobic with SCA over 160° for polyethylene. 
 
 Hydrophobic surface had the lower concentration of polar molecules. 
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